The asymmetric unit of the title crystal structure is shown in the figure. Hydrogen atoms are omitted for clarity. Tables 1  and 2 contain details of the measurement method and a list
Bruker programs [1] , SHELX [2] of the atoms including atomic coordinates and displacement parameters.
Source of material
All reactions were carried out under a dry nitrogen atmosphere using Schlenk-technique. Bis(adamantylidenepentafulvene)titanium was prepared by procedures reported previously [3, 4] . Bis(adamantylcyclopentadienyl)titanium-η 2 (N-benzylidenetrimethylsilylamine) was prepared by reaction of bis(adamantylidenepentafulvene)titanium with N-benzyltrimethylsilylamine as described for Nmethylanilines at 60°C for 3 d [4] . For the target compound a suspension of bis(adamantylcyclopentadienyl)titanium-η 2 -(N-benzylidenetrimethylsilylamine) (250 mg, 0.385 mmol) in 10 mL n-hexane was stirred under acetylene (1 atm.) for 15 min at room temperature, forming a brown suspension. The brown product was separated, washed with n-hexane and dried in vacuum.
Experimental details
The measured crystal was twinned non-merohedrally. The data were processed accordingly and refined against F 2 in the HKLF5 format of the SHELX program [2] . All hydrogen atoms were located in the difference Fourier syntheses, and subsequently fixed to geometric positions using appropiate riding models. 
Comment
Titanaaziridines are used in a variety of organic synthesis methods [5, 6] . In this context, the hydroaminoalkylation of alkenes, in which the insertion of the alkene into the Ti-C bond of the titanaaziridine is supposed to be the C-C forming step [7] [8] [9] [10] , is likely the most important one. To the best of our knowledge, reactions of titanaaziridines and alkynes in the catalytic hydroaminoalkylation have not been reported until now. However, in stochiometric reactions there are a few examples of 5-membered ring insertion products [4, 11, 12] . Usually, such products are generated from mono and doubly aryl, alkyl-and trimethylsilyl-substituted alkynes. Here, we present the crystal structure of a dihydroisotitanazole, which was synthesized from bis(adamantylcyclopentadienyl)titanium-η 2 (N-benzylidene-trimethylsilylamine) and acetylene. This is the first structurally characterized dihydroisotitanazole employing the smallest possible substituted alkyne acetylene. The Ti1-N1 (2.0049(7) Å) and the Ti1-C42 (2.1248(9) Å) bonds are in the expected range of dihydroisotitanazoles [4, 12] . The former acetylene C-C triple bond is now elongated to a typical C-C double bond with 1.3363(12) Å between C41-C42 in the insertion product [13] . The newly formed bond C31-C41 (1.5120(12) Å) is in accordance with a single bond [13] . The 5-membered ring (Ti1-N1-C31-C32-C42) is almost planar. Due to the strain of the ring, the angle N1-Ti1-C42 (81.34(3)°) differs significantly from the angle of an ideal pentagon (108°). Consequently, the titanium center has a distorted tetrahedral coordination.
